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1) Pd(ll)CI 2 , AsPh 3 , LiCI, 
0.5 equiv 13 DMF 

100°C, 3-4 days 

2) NIS, CHCI3, 40°C, 24 h 




1) cat. Pd(ll)Cl 2 (PPh 3 )2, cat. Cul 
toluene, HN/Pr 2 , 100°C 



2a) n-BuLi, THF, -11°C 
b) Me 3 SnCI, THF 
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1) Pd(ll)CI 2 , AsPh 3 , LiCI 
1 equiv 15b, DMF , 
100°C, 3-4 days 

2) NIS, CHCI3, 40°C, 24 h 
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_ *~ 
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b) Me 3 SnCI, THF 
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Fig. 6 
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1) Pd(!l)CI 2 , AsPh 3 , LiCI, 
0.5 equiv 13, DMF, 
100°C, 3-4 days 

2) NIS, CHCI3, 40°C, 24 h 
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1) Pd(!l)CI 2i AsPh 3 , LiCI, 
1 equiv 15b, DMF, 
1 00 o C, 3-4 days ^ 

2) ICI, CH 2 CI 2> 21 °C, 24 h 

3) cat Pd(ll)Cl2(PPh3) 2> cat. Cul, 
toluene, HN/Pr 2 , 100°C 




MS 



1) N1S, CHCI3, 40°C, 24 h 

2) Pd(ll)CI 2t AsPh 3 , LiCI, 
1 equiv 7, DMF, 
100°C, 3-4 days 



C 8 H 17 
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1) ICI, CH 2 CI 2 , 21 °C, 24 h 
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2) cat. Pd(PPh 3 ) 4 , NEt 3 
toluene, 100 °C , HP(0)(OEt) 2 

3) TMSBr 
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Fig. 7 
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K 2 C0 3 , DMF, 90°C 





KI0 3 , l 2 , AcOH, 
H 2 S0 4 , H 2 0 



29 



SnMe 3 ^ Pd (||)ci 2 AsPh 3l LiCI, 
0.5 equiv 13, DMF 
ioo°C t 3-4 days 

2a) n-BuLi, THF, -50°C 
b) ICH 2 CH 2 I, THF 




1) cat. Pd(ll)CI 2 (PPh 3 ) 2 , cat. Cul, 
toluene, HNPr 2 , 100 °C 



2a) n-BuLi, THF, -50°C 
b) P(0)(OEt) 2 CI, THF 

3a) TMSBr 
b) acetone, H 2 0 




C 8 H 



Fig. 20 
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1)Pd(ll)CI 2 , AsPh 3 , LiCI, 
0.5 equiv 32 , DMF, 
100*0, 3-4 days 

2a) n-BuU THF, -11°C 
b) ICH 2 CH 2 l, THF 
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SnMe 3 



1)Pd(ll)CI 2> AsPh 3> LiCI. 
1 equiv 33, DMF 
100°C, 3-4 days 

2a) n-BuU. THF,-H°C 
b) Me 3 SnCI, THF 




Fig. 22 
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Fig. 23 
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(T^-SnMe 3 

14 



12: 70% 



1)Pd(ll)CI 2 , AsPh 3 , LiCU 
0.5 equiv 13, DMF, 
100°C, 3-4 days, 84% 

2a) n-BuLi, TMEDA, Et 2 0, rt 
b) ICH 2 CH 2 i, 45% 



SnMe 3 



13:69% 




1) cat. Pd(H)CI 2 (PPh 3 ) 2 , cat. Cul 
toluene, HN/Pr 2 , 100 °C, 95% 

2a) n-BuLi, THF, -50°C 
b) Me 3 SnCI, THF, 94% 




1) Pd(H)CI 2 ,AsPh 3 ,LiCI, 
1 equiv 15b, DMF, 
100°C, 1 day. 72% 

2) a) n-BuLi, THF, -50° C 

b) CIP(0)(OEt) 2 , THF, 80% 

3) a) TMSBr, rt, CH 2 CI 2 
b) Acetone, H 2 0, rt 



C 6 H 13 0 
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Fig. 25 
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(f^>— SnMe 3 
14 



1)Pd(ll)CI 2 , AsPh 3 , LiCI. 
0.5equiv13, DMF, 
100°C, 3-4 days, 84% 

2a) n-BuLi, TMEDA, Et 2 O t rt 
b) ICH 2 CH 2 I. 45% 




1)cat. Pd(H)CI 2 (PPh 3 ) 2 . cat Cul 
toluene, HN/Pr 2 , 100 °C. 95% 



2a) n-BuLi, THF, -50°C 
b) Me 3 SnCI, THF, 94% 
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1)Pd(ll)Cl 2 .AsPh 3 , LiCI, 
1 equiv15bl DMF, 
100°C, 1 day, 72% 
2a) n-BuLi, THF, -50°C 
b) Me 3 SnCl, THF, 97% 
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1)cat. Pd(PPh 3 ) 4 ,NEt 3 
toluene. 100 °C, HP(0)(OEt) 2 (E«2<->)2^V/^ 

ul 



Br 



45: 62% 
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1) Pd(ll)CI 2 , AsPh 3t LiCI, 
1 equiv 44, DMF, 
100° C t 1 day, 14% Ce H i3? 

2) a) TMSBr. rt, CH 2 CI 2 
b) Acetone, H 2 0, rt 
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Fig. 26 
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1) cat. Pd<ll)a 2 (PPh 3 ) 2 , cat. Cul 
toluene, HN/Pr 2 , 100 °C. 95% 


2a) n-Buli, THF, -50°C 
b) Me 3 SnCI, THF. 94% 
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1)Pd(ll)Cl 2 . AsPh 3 , LiCl, 
1 equiv48, DMF, 
100°C, 1 day, 71% 



CaHi7 



1a) n-BuU THF, -50°C 
b) CIP(Q)(OEt) 2 , THF 

2) a) TMSBr, rt, CH 2 CI 2 
b) Acetone, H a O, rt 
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Fig. 27 
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[Tj>-SnMe3 
14 



1)Pd(ll)CI 2 , AsPh 3 , LiCI, 
0.5equiv13, DMF 
100°C, 3-4 days, 84% 



2a) n-BuLi, TMEDA, Et 2 0, rt 
b) ICH 2 CH 2 I, 45% 



1) cat. Pd(ll)CI 2 (PPh 3 ) 2( cat. Cul, 
toluene, HN/Pr 2 , 100 °C, 95% 



2a) n-BuLi, THF, -50° C 
b) Me 3 SnCI, THF. 94% 





SnMe 3 



1)Pd(ll)CI 2< AsPh 3 . LICI, 
1 equiv15b, DMF, 
100°C, 1 day, 72% 

2a) n-BuLt, TMEDA, Et 2 0, rt 
b) ICH 2 CH 2 I, 66% 



1)Pd(H)Cl 2 . AsPh 3 , LICI, 
1 equiv14, DMF, 
100°C. 1 day, 82% 

2) a) n-8uLi, THF, -50°C 

b) CIP(0)(OEt) 2 , THF, 65% 

3) a) TMSBr, rt. CH 2 CI 2 
b) Acetone. H 2 0, rt 
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Fig. 28 



